A series of 1,2,4-triazine derivatives is one of the most interesting chemical branches for mp 52°C, and 3, mp 32°C) in 35% and 75% yields, respectively.
An aminolysis of compound 1 was also carried out by treating with ter/-butylamino or aniline according to the known method7) to give the 5-tert-buty\-amino-and 5-anilino-3,6-dichloro-l,2,4-triazines (4, mp 130°C, and 5, mp 150°C) in 83-90% yields, respectively. 5-Methoxy-and phenoxy-3,6-dichloro-l,2,4-triazines (68) and 7, mp 103°C) were also prepared under similar conditions to those already described. The preferred method for preparing 5-phenylthio-3,6-dichloro-l,2,4-triazine (8, mp 97°C) involved the reaction of compound1 with sodium benzenethiolate (Scheme 1).
The 5-substituted 3,6-dichloro-l ,2,4-triazines were tested for their preemergent herbicidal activity against three weeds, Echinochloa crusgalli, Scirpus juncoides and Eleocharia acicularis, in paddy pot tests. As shown in Table   I , the 5-ter£-butylamino-(4) and 5-anilino-3,6-dichloro-l ,2,4-triazine (5) derivatives exhibited a strong herbicidal activity (Table I) . On the other hand, the introduction of such other groups as methyl, methoxy and phenoxy at the 5-position of the 3,6-dichloro-l ,2,4-triazine nucleus decreased the activity.
These results prompted us to investigate the Table I shows that the derivatives with substitution at the 3-and/or 6-positions failed to produce activity in all cases, irrespective of the art of the substitution group. These results indicate that the presence of two chlorine atoms in both the 3-and 6-positions of the 5-^r/-butylamino-l ,2,4-triazine nucleus is essential for potent activity. Finally, turning our interest to the 5-amino moiety in compound 4, we synthesized a number of 5-substituted amino-3,6-dichlorol ,2,4-triazines in order to maximizethe herbicidal activity.
As shown in Table II , the introduction of a diisopropylaminoor 2,6-dimethylpiperidino moiety to the 5-position of the 1,2,4-triazine nucleus greatly enhanced the herbicidal activity, while replacing the monoalkylamino-or anilino group tended to reduce the activity.
Based on the limited structure-activity relationship shown here, the herbicidal activity of 1,2,4-triazines was estimated to depend on the electron-donating characteristics of the 3369 amino group at the 5-position. Among the 5-amino-3,6-dichlorol ,2,4-triazines, 5-diisopropylamino-and 2,6-dimethylpiperidino-1,2,4-triazines (17 and 19) were selected as promising new herbicides, and extensive field trials are in progress. The results of these trials will be reported in a future communication.
